General experimental procedures:
All operations were carried out under dry nitrogen using standard Schlenk techniques. t Bu 2 Zn 1 was synthesized according to the literature method under a nitrogen atmosphere using standard Schlenk techniques. Synthesis of complexes of general formula [RZn(L)], (where R = Et or t Bu and L = pyrrole-2-carboxylate) were described elsewhere. 2 All other reagents were purchased from SigmaAldrich Co and use as received. Solvents were purchased from POCH (Poland) were purified prior to use using MBraun solvent purification system MB SPS-800. 1 H NMR spectra were acquired on Varian Mercury 400 MHz spectrometer at 298 K. Chemical shifts are expressed in δ (ppm). The infrared spectra were recorded on an FT-IR Bruker TENSOR II spectrometer. 4 (1 4 ). A solution of 1H-pyrrole-2-carboxaldehyde (0.1 g, 0,81 mmol) in toluene (5 ml) was cooled to -78°C, and Et 2 Zn (0,405 ml of a 2 M solution in hexene, 0,81 mmol) was added drop wise. The reaction mixture was warmed to the room temperature and stirred for 4 h. After that the solution was cooled to -20°C and exposed to an excess of dry oxygen for approximately 2 h. Then, the excess of O 2 was removed and the system was purged with nitrogen by using a vacuum-nitrogen line. and r M are hydrodynamic and molar radii respectively, η is viscosity and ρ is density of the liquid. It has also been shown that these quantities are much alike for small molecules, which is the case in our system, although it has to be noted that such estimation can lead to errors in the range of 10-20%. This is accurate enough for the purposes of assessing the aggregation state of the complex that we deal with. DOSY measurement was performed in dry and degassed toluene-d8 as we exploited the fact that the physical properties of the diluted solution, namely density and viscosity, deviate only slightly from properties of the pure solvent. Pulsed field gradient double stimulated echo convection-compensated (PFGSTE) sequence with total of 15 diffusion encoding gradients (ranging from 3 to 45 G/cm, sine shaped, equal steps in gradient squared) was used and the total width of the gradient pulse was optimised to achieve attenuation of about 90% of the initial intensity of the signals. Overall, the key acquisition parameters were as follows: total length of gradient encoding pulses gradient -2 ms, 
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General comments on crystallographic data:
The crystals were selected under Paratone-N oil, mounted on the nylon loops and positioned in the cold stream on the diffractometer. The X-ray data for complex 1 were collected at 100(2)K on a SuperNova Agilent diffractometer using MoKα radiation (λ = 0.71073 Å). The data were processed with CrysAlisPro. 5 The X-ray data for complexes 2 and 3 were collected at 100(2)K on a Nonius Kappa CCD diffractometer. 6 Using graphite monochromated MoK radiation ( = 0.71073 Å). The unit cell parameters were determined from ten frames, then refined on all data. The data were processed with DENZO and SCALEPACK (HKL2000 package). 7 The structures were solved by direct methods using the SHELXS-97 program and was refined by full matrix least-squares on F 2 using the program SHELXL-97. 8 All non-hydrogen atoms were refined with anisotropic displacement parameters. Hydrogen atoms were added to the structure model at geometrically idealized coordinates and refined as riding atoms. Crystallographic data (excluding structure factors) for the structure reported in this paper have been deposited with the Cambridge Crystallographic Data Centre as supplementary publication. Copies of the data can be obtained free of charge on application to CCDC, 12 Union Road, Cambridge CB21EZ, UK (fax: (+44)1223-336-033; e-mail: deposit@ccdc.cam.ac.uk)
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